Extract preparation and isolation of compounds 1-14
Ground wood of decorticated stems with a diameter of 7-10 cm (3.4 kg) was extracted by exhaustive maceration with methanol (CH 3 OH; 34 L, at room temperature, eight times). After evaporation under reduced pressure, the extraction yielded 277 g crude extract; 225 g thereof were divided in 5 portions and each was subjected to partitioning using solvents of increasing polarity. Aliquots of 45 g were suspended in 700 mL distilled water and partitioned in a separation funnel against a total of 2.70 L (in nine equal steps) of petroleum ether, 3 A portion (6.12 g) of Fraction A-3 (CH 3 CN/water 10:90, v/v; 11.37 g) was separated by Sephadex LH-20 CC (80 × 3.5 cm). The fractions collected after elution with CH 3 OH at volumes 485-655 mL (F, yielding 1584 mg) and 656-870 mL (G, affording 847 mg) were further purified by high-speed countercurrent chromatography (HSCCC), using as solvent system a mixture of hexane, ethyl acetate, methanol and water (1 : 2.5 : 1 : 1; all v/v). For separations, a P.C. Inc. (Potomac; model: HSCCC multilayer (triple) coil, ser. 690) HSCCC instrument was used, in connection to a Gilson (Valliers-la-Bel, France) model 302/803 C pump system. The system was operated in the "tail to head" mode, with the upper solvent layer as mobile phase (coil volume 325 mL; coil rotation 800 rot/min; flow rate 1 mL/min; fractions were collected in 5 mL steps). A part of F (760 mg) was dissolved in a mixture of 11.0 mL upper and 4 mL lower solvent phase; fraction collected at elution volumes of 465-555 afforded compound 7, dihydroquercetagetin (106.3 mg) and fraction obtained at elution volumes of 665-775 mL yielded 5, fustin (261.5 mg). Fraction from elution volumes 1745 mL-1850 mL (77 mg) was separated on Sephadex LH-20 (80 × 2.5 cm) with acetone as mobile phase, affording compound 4 (32.5 mg; elution volumes 162-180 mL). Fraction from volumes 1505-1675 (57.5 mg) was combined with a fraction (72.7 mg) of identical composition (obtained through the subsequent HSCCC purification of the remainder of F, 824 mg) and subjected to CC on Sephadex LH-20 (80 × 2.5 cm) with CH 3 OH as mobile phase. As a result, compound 3, racemic catechin (54.9 mg; 66-69 mL elution volume) was obtained. 
Isolated Standards
Gallic acid (compound 1) was isolated as white crystals (190. optical rotation was absent, pleading for the racemic (±)-catechin. 
Fisetinidol-(4α→8)-(+)-catechin

Fig. 1S
1 H NMR spectrum of compound 14 (CD 3 OD, 300.13 MHz).
Fig. 2S
13 C NMR spectrum of compound 14 (CD 3 OD, 75.47 MHz). These considerations explain the peculiarities in the spectra of the two analyzed compounds, and plead for the assignment of a 2,3-trans configuration to the upper unit of 4, and a 2,3-cis configuration for 6.
The two isobaric compounds are stereoisomers, differing in the configuration of the optic centers 3 and 4 of the pyran ring, an assumption verified by the complete NMR signal assignments. 
Major rotamer Minor rotamer
Table 2S
1 H-and 13 C-NMR assignments and HMBC/H-COSY correlations of compound 6 (in CD 3 * Assignments may be interchanged.
As a next step, the connection between the two moieties of the dimer had to be established, distinguishing between the two possible 4→8 and 4→6 linkages. Identification of the key correlations between H-2F -C-9D, and H-4C -C-9D, argued for a 4→8 interflavanoid connection as documented in the literature [3, 4] . The presence of a long-range coupling between H-6D and C-4C is considered further proof of 4→8 linkage [2] . (28.9 and 82.7 ppm, respectively) agreed with a pseudoaxial position. Not least, the presence of signal duplications, and respectively, signal broadenings in the spectra of the two compounds were consistent with the proposed 4α→8 linkage in compound 4, and 4β→8 linkage in 6. References on procyanidins [5] and profisetinidin derivatives [6, 7] support the structural assignment made above.
In case of compound 6, structure elucidation of the basal unit was performed as discussed for 4, indicating that this was also a catechin moiety. To determine the interflavanoid connection, the carbon signal C-9D resonating in the HMBC spectrum at 155.23 ppm was identified by the observation of heteronuclear 3 J couplings with the protons H-2F and H-4C (Table 2S) ; hence the binding was 4→8.
Further considerations on the presence of signal broadenings, optical rotation, size of shift values of C-2C and C-4C, as well as H-4C signal multiplicity allowed -as presented above -to identify this compound as epifisetinidol-(4β→8)-(+)-catechin.
During our research, the 13 C-and 1 H-assignment of both rotamers of compound 4 (present in a ratio of 1 :
0.7) could be performed (Table 1S) . With a view to their conformations, investigations on methyl ether acetylated derivatives of profisetinidins [2] suggested that in compounds with a 2,3-trans-3,4-trans stereochemistry (4α→8 linkage), the major rotamer is that in which the E-and F-rings of the lower unit are folded back under the plane created by A-and C-rings of the upper unit. This conformation is preferred as it leads to stabilizing π-stacking of rings A and E, and minimizes the surface area of the molecule. The minor conformer adopts a less "crowded" conformation in which the the E-ring of the lower unit extends out away from the A-and C-ring plane.
Our NMR-data equally provide information on the conformations of the pyran C-and F-rings in both rotamers of 4. In the major one, both pyran rings adopt an approximative half-chair conformation (with the B/E-rings in an equatorial disposition), as shown by the magnitude of the coupling constants of H-2C
and H-2F (both J = 8.7 Hz) ( Table 3S) . Conversely, in the minor rotamer, the upper unit has an approximative half-chair conformation (J = 8.5 Hz), while a high proportion of the lower (catechin) molecules exist in a "reverse" half-chair, in which the E-ring is in an axial orientation -as shown by the comparatively lower J = 6.8 Hz value of H-2F. This situation has been predicted with the aid of the research on fisetinidol-(4α→8)-catechin derivatives, and appears as well in other solvents than methanol [2] . 
